1) Experimental and characterisation data for starting materials and electrolytes
All preparations were carried out under a dry dinitrogen atmosphere using standard Schlenk and glove box techniques. The ionic liquids were obtained from Sigma and dried by heating under vacuum at 100 °C for 4 hours, then stored in a glove box. CH 2 Cl 2 was dried by distillation from CaH 2 and Et 2 O distilled from sodium benzophenone ketyl.
Infrared spectra were recorded neat (oils) or as Nujol mulls (solids) between CsI plates using a Perkin-Elmer Spectrum 100 spectrometer over the range 4000−200 cm −1 . 1 H and 13 C{ 1 H} NMR spectra were recorded in CDCl 3 or CD 2 Cl 2 solutions at 293 K using Bruker AV-300 and DPX-400 spectrometers and are referenced to the residual solvent resonance. Microanalyses were undertaken by Stephen Boyer at London Metropolitan University.
Electrochemical experiments were carried out within a standard three electrode cell within a dry, dinitrogen filled glove box (Belle Technology Limited, UK). The working electrodes used were platinum wires (diameter 0.5 mm) sealed in glass. Electrodes were polished using Al 2 O 3 abrasives from Bunher until a mirror-like finish was attained. The counter electrode employed was a platinum gauze with the reference being an all CH 2 Cl 2 electrode, i.e. Ag | AgCl | 0.1 M [N n Bu 4 ]Cl to set a stable voltage. Cyclic voltammetry and chronoamperometry were performed using a microAutolab (Metrohm, Switzerland).
[EMIM]Cl 1 H NMR (300. [PYRR] [BF 4 ] [PYRR]Br (882 mg, 3.97 mmol) and KBF 4 (500 mg, 3.97 mmol) were suspended in acetone (20 mL) and stirred for 16 hours. After this time, the resulting very pale yellow solution was filtered through Celite® to remove KBr and the volatiles were removed in vacuo, affording a pale yellow solid. This was dissolved in CH 2 Cl 2 (ca. 5 mL) and passed through a short plug of silica before the solvents were removed in vacuo, affording 800 mg of the title compound in 88% yield as a white solid. Analysis calc. for C 9 H 20 NBF 4 (229.15): C 47.13; H 8.80; N 6.11. Found C 47.07; H 8.52 ; N 6.05. 1 H NMR (300.1 MHz, CDCl 3 ): 3.55-3.66 (4H, br m, ring NCH 2 ), 3.39-3.47 (2H, m, n Bu NCH 2 ), 3.12 (3H, s, NCH 3 ), 2.25 (4H, v br s, ring NCH 2 CH 2 ), 1.67-1.80 (2H, m, n Bu NCH 2 CH 2 ), 1.41 (2H, dq, J = 14.9, 7.4 Hz, n Bu CH 2 Me), 0.96 (3H, t, J = 7.5 Hz, n Bu CH 3 ) ppm. 13 Figure S1 : Cyclic voltammogram of 100 mM [EMIM] [BF 4 ] recorded in CH 2 Cl 2 at a 0.5 mm Pt disc working electrode using a scan rate of 50 mV s -1 . Figure S2 : Cyclic voltammogram of 100 mM [EDMIM] [BF 4 ] recorded in CH 2 Cl 2 at a 0.5 mm Pt disc working electrode using a scan rate of 50 mV s -1 . Figure S3 : Cyclic voltammogram of 100 mM [PYRR] [BF 4 ] recorded in CH 2 Cl 2 at a 0.5 mm Pt disc working electrode using a scan rate of 50 mV s -1 .
2) Cyclic voltammograms for supporting electrolytes

